Polymerization of achiral isocyanides p-XC6H4NC (X = MeO, Me, H, Cl) by nickel(11) chloride in the presence of (S)-2isocyanoisovaleric acid methyl or t-butyl ester gives rise to optically active polymers [p-XC6H4NC]n with an excess of right-handed screw sense.
Poly(iminomethylenes), (2) , are atropisomerict polymers with a rigid helical structure ( Figure I ). [2] [3] They are prepared from isocyanides, e.g. (1 ) , by the catalytic action of nickel(n) salts. anhydrous NiC2. § After work up, polymer samples with Mv = 30 000-40 000 were obtained which consisted mainly of (2c)-(2f) and showed high negative optical rotations (Table  1 ). In the c.d. spectra of (2c)-(2f) strong negative couplets Mole fraction of (la) monomer mixture were visible in the region of 300-350 nm. These couplets are due to the n-jr* transition of the imino functions of the polymer main chains and point to right-handed helices.4,8 An example is given in Figure 2 .
The extent of asymmetric induction by (la) was measured by varying the initial ratio of isocyanides (la) and (lc) in the monomer mixture. Figure 3 shows that the optical rotation of the polymer samples increases with increasing mole fraction of (la) in the starting mixture. The number of monomeric units from (la) that are incorporated in these samples increases simultaneously.
We also polymerized optically active isocyanides (la) and (lb) separately with NiCl2. The resulting homopolvmers (2a) and (2b) showed optical rotations of [a]D20 -110° and +33°, respectively (Table 1) . Remarkably, the c.d. spectra of (2a) and (2b) revealed that these polymers have a screw sense opposite to that of (2c)-(2f) i.e. a left-handed screw (see Figure 2 ). This result suggests that polymerization of aryl isocyanides ( lc)-(If) in the presence of (la) or (lb) is not a common copolymerization reaction, in which a left-handed helix would have been expected as in the homopolymers. We explain our results in the following way. Isocyanides (la) and (lb) are bulky, slowly polymerizing isocyanides. They have a preference for inclusion into left-handed helices and thus may retard the formation of these helices from monomers (lc)-(If). The right-handed helices may continue to grow on and ultimately consume all the achiral monomer. We are currently verifying this hypothesis.
